Compound 3. 1,10-phenanthroline-5,6-dione (2.5 g, 11.89 mmol) 2 and 2-nitropropane (100 ml, 1.11 mol) were suspended in acetonitrile/water (75 ml/75 ml) and degassed with argon.
Afterwards an aqueous degassed solution of Na 2 CO 3 (2 M, 6 ml, 1 equiv) was added. The reaction mixture was then heated to reflux for 5 h under argon atmosphere. After cooling to room temperature the product was extracted with dichloromethane. The combined organic extracts were dried over MgSO 4 , filtered and dried using the rotary evaporator. The crude product was dissolved in a small amount of toluene, unsolvable residues were filtrated and adding n-hexane precipitated the product. The product was filtered off and the remaining solution was dried once more using the rotary evaporator, dissolved in a small amount of toluene, compounded with n-hexane and filtered. The combined solid fractions were finally Compound 4. Under argon atmosphere, n-butyllithium (8.62 ml, 13.8 mmol, 1.6 M in hexane) was added within 10 min dropwise at -78 °C to a degassed solution of pbromoanisole (1.72 ml, 13.8 mmol) in dry tetrahydrofuran (30 ml). The reaction mixture was stirred for 15 min until a solution of 3 (1.74 g, 6.7 mmol) in dry tetrahydrofuran (25 ml) was slowly added. The mixture was stirred for additional 2 h at -78 °C and subsequently MeOH (9 ml) was added. The solution was allowed to warm to room temperature and the solvent was removed by rotary evaporation. The residue was solved in dichloromethane/toluene (75 ml/75 ml) and mixed with activated MnO 2 (4.37 g) to rearomatize the crude product. After 12 h of stirring, the suspension was filtered through Celite, which was washed with dichloromethane.
The combined organic fractions were dried using rotary evaporation and the residue was dissolved in a small amount of acetone, precipitated by adding n-heptane and dried in vacuo. Compound 5. To a degassed solution of p-bromoanisole (1.3 ml, 10.4 mmol) in dry tetrahydrofuran (40 ml) n-butyllithium (6.54 ml, 10.4 mmol, 1.6 M in hexane) was added dropwise over 10 min at -78 °C under argon. The reaction mixture was stirred for 15 min until a solution of 4 (1.88 g, 5.27 mmol) in dry tetrahydrofuran (40 ml) was slowly added.
Afterwards the solution was slowly warmed to room temperature and stirred over night.
Subsequently water (0.5 ml) was added to the deep-purple mixture. The resulting reddish solution was concentrated to dryness and then solved in dichloromethane (500 ml). After addition of MnO 2 (3.5 g) the suspension was stirred over night and filtered through Celite.
The solvent was removed using a rotary evaporator and the residue was suspended in acetone Table S5 . Calculated vertical excitation energies (E e ), oscillator strengths (f) and singlyexcited configurations of the main excited singlet states and experimental absorption spectrum of bmptpphz in acetonitrile. The principal orbitals are depicted on Figure S9 . Figure S10 . Molecular orbitals involved in the main configurations of the electronic states responsible for the absorption and RR properties of the Ru(bmptpphz) complex. Table S7 . Assignment of the vibrational frequencies (cm -1 ) and calculated relative RR intensities (I rel. ) at an excitation wavelength of 458 nm and using shifted singlet excitation energies of Ru(bmptpphz). The theoretical frequencies were scaled by a factor of 0.97.
